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4-i^:ty^Elti'^X I T (ppy) 2 
(1 -Bu-a c a c) ^-a-^Lfc fiP*>. [Ir (p 
py)2Cl]2 261mg (0. 2 4inmo 1 ) Sr 3 
0ml (D'^m:^:^X'Bi%Ltc^ ^ y ~;^fpKmm^-\t. 
8-/^>-2, 4 -v?::ti^8 7 m g (0. 56mmo 
!) t h y Ji^/l^T^ >'7 6mg (0. 75mmol) 
<^in;tTjft»±T*3lt^i)Dll?ijli(t$-frfCo # fettfcifJI 

^ -C'fiSI tfco ji>:lC#iS^7K^?S 200mli:i5'nD/-J> 
/i'A5 Om 1 SrJPxTStL<9H«^U n o 7|^>^^ 

^^Lxmm-7i:f^i^'>Ax^m^. UBLxmrnt:^ 

^J^^iiffiLTiS;^^. {J?a:©'^^f->OnxT-2 0 
t;{CJ^iPL. i6<J<!:1-5 I r (ppy) z (1-Bu- 
acac) 270mg (0. 4 1minol) SrSfMfe^ 
fBi:LT#fc (11X^8 5%) o PISttCHN^c^^^, 
' H-NMRT*ffofCo 
[0 0 6 21 ' H NMR (CDCl, ) : d 8. 49 (d, J = 5. 7 Hz, 

2 H, ppy). 7.83 (t, J = 7. 8 Hz, 2H, ppy), 7.70 
(m, 2 H. ppy), 7.54 (t, J = 6.8 Hz, 2 H, ppy), 7.1 
0 (m, 2H, ppy), 6.80 (t, J = 7. 3 Hz, 2 H, ppy), 6. 
68 (m, 2 H, ppy). 6.35 (d. J= 6.2 Hz, 1 H, ppy), 
6.25 (d, J = 6.2 Hz, 1 H, ppy), 5.61 (m, 1 H, -CH= 
CH2), 5.19 (s, 1 H, diketonate-Diethine), 4.86 (m, 

2 H, -CH=CH2), 1.99 (t, J = 7. 3 Hz, 2 H, methylen 
e), 1.79 (s, 3 H. CH3), 1.72 (m, 2 H, methylene), 
1.38 (m, 2 H, methylene). E.A. : Calcd for Cj, Hz, I 
rN2 02 : C, 56.95;H, 4.47; N, 4.28. Found: C, 55.8 
4; H, 4.32; N, 3.97. 

[0 0 6 31 

[^1:5 41 




MeOH 



(14) 
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(1 A) 




[00 64] mmm 2) m^mt-^i^ : ce- (4- 

-2. 4-'>>^-!^>'v';t-:h— f;^ 
(2-7i=^yVh'y v?i^) '1' y v'-^A (I I I) (U;IT 
Ir (ppy)2[l-(St -Me) -a c a c] t 

;^=^r-i» (2 A) (rs^-fiplc. Tir^/PT-fe h>'i:4 
-K'=.yP'<>'i;5/l'^0 7'f KSrSf&$-ti:T6 - (4-f* 
=^^7:r=/^) -2, 4-^^f-i^;i-v^-a'^Lfc„ EP 
Amm-f-h]} <>J^1. 23g (6 0% in oi 
1 ) (3 1 mmo 1 ) ^g^#iaftTT-#»t, 

hyt V'ay y y (PJ^TTHF tm-t) 60ml 

imx.x7mx' 0 Victim Ltzo :i(DmmmicT±f'/u 

T-t\^y2. 5g (2 4mmol) ir^^^f-i^^ ^yW^f;;^ 

/-^ y y h y T ? K 1 m 1 ©ji-g-^js^jST-rs ^Mfe 

©et®;554figL/c„ 0°C-C1 O^r^mi^tfc^. n-y 
^/uy f-r>AC0^=5rf-:/^?S (1 . 6M) 17. 5ml 
(28mmol) ^mTir?> tttmi^^ML. ZiCO'C 

2 0 ^mmwLtzo nhtiitmn^(omm\:i A-\f- 

fV^yi/fV^ny-i Y ^. Og (2 6mmol) SrMT 
KJE&l^^^?£{cMtT2 O^F^m^m. %ili?^S:iP 



±9. i&«)i:-r^6- (4-lf=yW7i=>'W) -2. 4 
-'^^■y-v?;^V3. Og (14mmol) ^||feCD^#: 
tLT^fCo l|5i-^5 6%o l^^fiCHN^^^^f. 'h 
-NMR-etfofCo 

[0 0 6 5] 'h NMR (CDCl,): enol; d 7.33 (d, J = 
20 8.1 Hz, 2 H, aromatic). 7.14 (d, J= 8.4 Hz, 2 H, a 
romatic), 6.68 (dd, J = 8. 1 Hz, 1 H, vinylic), 5.7 
0 (d,J = 17.0 Hz, 1 H, vinylic), 5.46 (s. 1 H, dik 
etonate-methine) , 5.20 (d, J = 11.1 Hz, 1 H, vinyl i 
c), 2.91 (t, J = 5. 7 Hz, 2 H, methylene), 2.58 (t, 

J = 7. 3 Hz, 2 H, methylene), 2.03 (s, 3 H, methy 
1). keto; d 7.33 (d,J = 8.1 Hz, 2 H, aromatic), 
7.14 (d, J = 8.4 Hz, 2 H, aromatic), 6.68 (dd, J = 

8.1 Hz, 1 H, vinylic), 5.70 (d, J = 17. 0 Hz, 1 H, 

vinylic), 5.20(d, J = 11. 1 Hz, 1 H, vinylic), 3.5 
30 3 (s, 2 H, C(=0)CH2C(=0)), 2.89 (m, 4 H, ethylene), 

2. 19 (s, 3 H, methyl), enol keto = 6*1. E. 
A.: Calcdfor Ci4 Hg02 : C, 77.75; H, 7.46. Found: 
C, 77.49; H, 7.52. 

[0 0 6 6] 

HLS 5] 



XX 



NaH. />-BuU 
THF 




(2A) 



[0 0 6 7] ?Jcl/^T\ (2 B) tC*-rj;5{C, 

C(D6- (4- t'=-'U73i=:;P) -2, A-^^-^y'y 
^^-v^:^^5fe^c^t^^-g•^Ly5: [I r (ppy)aCl],^ 
R/S^-i^rT Ir (ppy)i [l - (St -Me) -a 
c a c ] Sr-a-fiK L/c, fiP*,, [Ir (ppy)2Cl]2 
342mg (0. 32mmol). ^Wi-V^)^K \ 5 
8mg (1. 5mmo 1 ) *5j:t/2, 6-v^-tert 



mo 1 ) Sr5 ml©N, N- v^^ ^yV/fjyUixT 5! K (£AT 
DMFirB&l-) \Z.mm\^. rtifce- (4-f =^W7i 
=•-'1') -2, 4-'^^i^>'v^;^-i^2 1 Om g (0. 9 7 
mmo 1) *J!JDx:T6 5'C-Cl^^JpfiaH«^L3t. ifeJC 



-7'^>'l'-4-;<f^;l'7 3i/-/l'5mg (0. 0 23m 50 n ;< yfr^^L. v^y n-r h ^^77 >f 



27 

Ir (ppy)2[l-(St -Me) -a c a c] 3 
5 4mg (0. 4 9mmol) Sr^Mfe^ae i: 
fco l|R*7 8%o IWI^fiCHNTC^^^^, 'h-NMR 

[006 8] ' H NMR (CDCL ) : d 8. 47 (d, J = 5. 7 Hz, 
1 H, ppy), 8.21 (d, J = 5. 7 Hz, IH, ppy), 7.9 7. 
5 (m, 6 H, ppy), 7.18 (d, J = 8. 1 Hz, 2 H, stylyl- 10 
aromatic), 7.00 (m, 2 H, ppy), 6.89 (d, J = 8. 1 H * 
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* z, 2 H, stylyl-aromatic), 6.75 (m, 5 H, ppy and vi 
nylic), 6.28 (t, J = 7. 3 Hz, 2 H, ppy), 7.67 (d, J 
= 17.6 Hz, 1 H, vinylic), 5.19 (d, J = 9. 5 Hz. 1 

H, vinylic), 5.17 (s, 1 H, diketonate-methine), 2.6 
0 (t, J = 7.3 Hz, 2 H, ethylene), 2.36 (m, 2 H, eth 
ylene), 1.75 (s, 3 H, methyl). E.A. : Calcd for Cse 
H31 IrNzOz: C,60.40; H, 4.36; N, 3.91. Found: C, 6 

I. 35; H, 4.34; N, 3.83. 
[0 0 6 91 
Ub5 6] 



+ 2 



N%COa 



DMF 




(2 B) 



~V) (2- 

(III) iUT I r 
— a c a c ] b BSi" ) 



[0 0 7 0] mmm3) 

(p P y) 2 [1 - (A-Bu) 

;^=3r-A (3 A) K^-rXoiC^ ^ffi}Ct^V\ (9-t 

=:7H;'y v^^-) y v^Jr^A (£ATI r (ppy) 2 [l 
- (OH-Bu) -a c a c] t^-f) ^^^X^fz, BP 



n^mi tmm\c\^x^^\^fz\ r (ppy) 

8 (1— Bu-acac) 167mg (0. 26Tnmo 
1) ^THF 1 Om 1 tC^^L, ^ ixfC 9 f ^^' 
n [3. 3. 1] Z-ry (iilT9-BBNi:BS-r) <D 
0. 5M THF^^l. 0ml (0. 5mmo 1) ^ 

fcSJCf^iS-g-il^tCSM NaOHTk^l^O. 2ml (0. 
eOmmol) i: 3 5%H2 Oi)§?gO. 0 6 0ml 
(0. 6 2mmol) ^m\C^\i7LX^m.-X \ 2m^^W 
L^. j!fc{C2 Om 1 ©TjcSrJD^TD-^ y— rc/^/KU'— 

n^^'yfC^jl^LT-^y^-y/W^^iNtcAPx, 



JI^^L. v^^Dn>i$'i^/^^f-i^?l-a-^|^;!i^e>-2 
OX:XWi^^B-t^Z.t\Z.i:V) \ T (ppy), [1- 
(OH-Bu) -acac] 23mg (0. 0 3 4m 

30 mo 1) ^nn^<omwb\^xmzo 3%. i^s 

(iCHNK;^:5>W^ ' H-NMRX'tTofc„ 
[ 0 0 7 1 ] ' H NMR (CDCI3 ) : d 8. 50 (d. J = 5. 9 Hz, 
2 H, ppy), 7.82 (t, J = 7. 0 Hz, 2H, ppy), 7.72 

(t, J = 7.3 Hz, 2 H, ppy). 7.55 (t, J = 7.0 Hz, 2 

H, ppy), 7.12 (t, J = 5.9 Hz, 2 H, ppy), 6.81 (t, 

J = 7. 6 Hz, 2 H, ppy), 6.69 (t, J = 7. 3 Hz, 2 H, p 
py), 6.31 (d. J = 5. 9 Hz, 1 H, ppy), 6.26 (d, J = 
5.9 Hz, 1 H, ppy), 5.19 (s, 1 H, diketonate-methin 
e), 3.44 (t, J = 7.0 Hz, 2 H, CH2OH), 1.98 (t, J = 
40 7.0 Hz. 2 H, methylene), 1.79 (s, 3 H, methyl). 

I. 34 (ffi. 4 H, methylene), 1.05 (m, 2 H, methylen 
e). E.A. : Calcd forCj, Hji IrNjOa : C. 55.42; H, 4.6 
5; N, 4.17. Found: C, 55.76; H, 4.71; N,4. 19. 

[0 0 7 2] 



4 
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(3A) 



[ 0 0 7 3 1 2>Cl^T\ (3B) K^-fX^iC^ 

r©Ir (ppy)2 [1- (OH-Bu) -aca 
c] tr^ D^i^mi'^y^ Vi:S.ft-^'^^^t{zX<0 I 
r (ppy)2 [1- (A-Bu) -acac] ^-^^ 10 
LtZo BP*>» I r (p p y) 2 [1 - (OH-B u) - 
acac] 95mg (0. 14mmol) ^'J-i' ua 

P<^>1 Om 1 fc^^U :LtiKh]) ^'^f\-T^yo. 

10ml (0. 7 2mmol) Srj!ni;tfc:. r©^fg(CT 
•Jyl'S^i'n^-r KO. 06 0ml (0. 74mmo 

tiCX<OS^ti-^l r (ppy) . [1- (A-B 
u) —acac] 99mg (0. 14mmol) i: 



CH2C12 



5>W> 'H-NMRT^tro/Co 
[0 0 7 4] ' H NMR (CDCh ) : d 8. 50 (d, J = 5. 9 Hz, 
2 H, ppy), 7.80 (m, 4 H, ppy), 7.51 (t, J = 7. 3 H 

z, 2 H, ppy), 7.18 (t, J = 5. 9 Hz, 2 H, ppy), 6.84 
(t, J= 7.3 Hz, 2 H, ppy), 6.70 (t, J = 7. 6 Hz, 2 

H, ppy). 6.25 (m, 3 H, ppy+ vinylic), 6.12 (dd, J 
= 15.6. 9.3 Hz, 1 H, vinylic), 5.75 (d, J = 9. 3Hz, 

1 H. vinylic), 5.17 (s, 1 H, diketonate-methine), 
4.05 (t, J = 7.0 Hz, 2 H, -COOCH2-), 1.84 (t, J = 
7.0 Hz, 2 H, methylene), 1.80 (s, 3 H, methyl), 

I. 34 (m, 4 H, methylene), 1.06 (ro, 2 H, methylen 
e). E.A. : Calcdfor C34 H33 IrNzO* : C, 56.26; H, 4.5 
8; N, 3.86. Found: C, 56.55; H, 4.53; N, 3.60. 

[0 0 7 5] 
[its 8] 



(3B) 




[0 0 7 6] mmm4) m^mt^iiio : {i-[4- 

^/u] -3-7x=^i'- 1, 3-:fu/<yi/:t-r—V] 
i:':^ (2-7ai=;wt°!J v'i/) (III) 
(UTl r (p p y) 2 (MO I-Ph-acac) t 

(4 A) tc^+ipfc. Sfef-t^v^-a-^Lfct' 

^^-ryi^^^A (I I I) ( [ I r (p p y) 1 ] 2) 
t > iikj£B<D:^^ (M. Cushman et al. , Tetrahedron Let 
t., 31, 6497(1990)) ^P^iC^^Ltcp - h h'o^i^ 
-y'^yy-^/l^/^y^Klt^^-^X [1- (4-tKo 40 
#->73:=^P) -3-73:=;V-l, 3--:fay<yi^:i- 
K] f;^ ( 2 -7i=/H:- ';>;>') ^tJ'J^M. (I 
I I ) (UT Ir (ppy) 2 (OH-Ph-aca 
c) m-t) ^-a-A^Lfco Spt>, [I r (ppy) .C 
1]2 112mg (0. lOmmol) h U 

!?A64mg (0. 6 Ommo 1 ) tSXXfp-H Ko^^f 
i^-'y^y:/-^ J^Z-fy? 6ms (O. 3 2mmol) 
SrDMF 1 Om 1 6 O'CTO. S^KiPHaS 



tfco nhi^tzRjt^mm^ i o om i (D^mmymm 

0 omit) m^mmxmm-ti> t:i-uyi;^^(D^^iii 
mm\^x < ^tzib. :itii:mif^Lxm±nmLtz. mh 

^Mx^x^th vtz^i^itm<^i:mM Lxmi±^mt?> 

irtCiD, SWirl-SIr (ppy)^ (OH-Ph- 

acac) lllmg (0. ISmmol) ^:ti^y~y 
^(Dmt^tLXntz, l|X*7 2%o I^jEfiCHNjcm^^ 
'H-NMRXff-otZo 

[0 0 7 7] 'h NMR (CDCl,): d 8.58 (d, 2 H, ppy), 
7.9 6.7 (m, 21 H, ppy + phenyl), 6. 52 (s, 1 H, dik 
etonate-methine) , 6.37 (d, 2 H, ppy), 4.91 (s, 1 
H, OH). E.A. : Calcd for Cat (fc, IrNzO, : C, 60.07; H, 

3.68; N, 3.79. Found: C.60.77; H. 3.75: N, 3.62. 

[0 0 7 8] 

Ut5 9] 
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(4 A) 



NazPOs 
OMF 



[0 0 7 9] ftV^T^ :^^-M. (4B) iC^jk-f i: o 
^<Dlr (ppy)2 (OH-Ph-acac) t / 
^ V u^jU:t^i^^^;U4 Vi^T^- h (^&^ : MO 
U BS?PmxSi) i:Rlt>^^t^:iti^X^ I r (pp 
y) . (MOT -Ph-a c a c) ^^^Ltz^ Wh. 
Ir (ppy)2 (OH-Ph-acac) llOmg 

(0. ISmmol) ^ h^l^:^y5 Om\ izmMV. CI 
tlK2, 6 -i^- t e r t A - :^^)Vy J 

(StTBHTirl&'r) 5mg (0. 0 2 3mnio 
1) . 'y^^)V^ (IV) ^/y^\^-V (i^ATDBTL 
iB&l-) 3 2nig (0. 0 5 1 mmo 1 ) St/MO I 
12 1mg(0. 7 8mmo 1 ) S:JDX-T7 0°CT6^ 

y(D2o : 1 mma:) m^mmx^mm-r^ t^^(Dit 

^mmiULtCo ZOmm^ti-^ ])-:iLy<yf^U-^X 

o 

OH OCN^qA^ 




51 r (ppy)2 (MO I -Ph-a c a c) 100 
mg (0. llmmol) Sr^tfeOBf*:^ LT#fCo 
mi 5%o m^iiCHNTcm^Vfs 'H-NMRT*tTo 

20 [ 0 0 8 0 ] ' H NMR (CDCh ) : d 8. 60 (d, 2 H, ppy), 
7. 9 6. 7 (m, 21 H, ppy and phenyl) , 6. 56 (s, 1 H, 
diketonate-methine), 6.39 (d, 2 H, ppy), 6.18 (s, 
1 H, olefinic), 5.65 (s, 1 H, olefinic), 5.29 (s, 
1 H, NH), 4.31 (t, 2 H, ethylene), 3.59 (t, 2 H, e 
thylene), 2.00 (s, 3 H, methyl). E. A. : Calcd for C 
44 Has IrNjO^: C, 59.05; H, 4.05; N, 4.70. Found: 
C, 59.79; H, 4.05; N, 4.64. 
[0 0 8 11 

lite 01 
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(MOI) 
DBTUfiKT 
CQH5CH3 



9 p 



(4B) 



[008 21 mmms) i-a-ts^L-a-^^ : [e- (4- 

^ ij D^'>rV;t=^rv'7x=/P) -2, A-^^'fy-J 

(I I I) r (ppy) 2 [1- (MA-Ph 

-Me) -a c a c] tB&i") (D-g-^K 
;!^=¥— A (5 A) tdS^-f J; T-fe^yUT-fe hi^i:. 

(C. Cativiela, et al. , J. Org. Chem. , 6 
0, 3074 (1995)) j; •? t 4 — :v v=;P;tdriy-< 

i=yi,) -2, 4-'^^1^i^i;^^><S:-g■^L^, fip*>. 
7k*'f^:•:^ h!;^7A(60% in oil)0. SOg 
(7. 5mmol) iSrg^#ia^TT'#l: rtv{CT 
HF 2 Om 1 SrJ!Jn:iT7K?ST-0'CJc?^iPLfc. 
Wi\ZT±')-fVT±V>Q. 7 5g (7. 5mmol) i: 



40 M) 4. 6ml (7. 5 mm o 1 ) SrJST L. 5(C 0 1: 

r'2 o^j^mmwLtco nhixtmn&(Dmm^£mmic^ 

4 -'<>'v?/U;a-^>'^:^ v'yW K 2 . 2 8 g 
(7. Ommol) SrT H F 1 0 m nc^;6»Lfc^?^?r 

T*^ll«^®56L^Co a^?r->y ;&y/i-*7i^}caL (Jg 
v^^on>^://-v3ff-^(;)l : 1 (^m) 

^mm) . ±±^m^^j}mLxm!±^mir^zticx 

50 9. B6t)i:1-5 6- (^i/i;^/!^;^-:^^/^!^;!^) -2, 



4 mm o 1 ) 
l^^liCHNTt:^ 



33 

4-^^'^>i^:tyi . 31 g (4. 

n^(Dmi^tLxmtco iir*6 3%o 

5>tf> 'H-NMRT*tTofc. 
[0 0 8 3] ' H NMR (CDCL ) : enol ; d 7. 5 6. 8 (m, 9 
H, aromatic), 5.46 (s, 1 H, enol-methine), 5.04 

(s, 2 H, -O-CH2-), 2.88 (t, J = 7.6 Hz, 2 H, ethyl 

ene), 2.55 (t, J = 8.4 Hz, 2.H, ethylene), 2.04 = 

1)NaH 

2] i>BuU 

o o 
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* (s, 3 H, methyl), keto; d 7.56.8 (m, 9 H, aromati 
c), 5.04 (s, 2 H, -O-CHz-), 3.53 (s, 2 H, C(=0)CH2 
C(=0)), 2.84 (m. 4 H, ethylene), 2.19 (s, 3 H, met 
hyl). enol • keto = 5: 1, E. A. : Calcd for C19 H20 
O3: C, 77.00; H, 6.86. Found: C, 77.46; H,6.77. 
[0 0 8 4] 



THF 

[0 0 8 5] 1^\,^X\ ^=¥-A (5B) K^-rXolC^ 
Z.<0 6- {^l^~y/V:t^i^y3^=^;V) -2, A-^^-^ 

=^/\^) -2, 4—^^-^yi^:ty^±^\^tL, BP*), m 

m#ia^T-cp d -f^mk (10%) 1 . 5 6 ^nm. 

:iL~fV) -2, 4-^^-^yiy':ty 1 . 31 g (4. 4 
mmo 1) SriDxyco RjCS^rt S:l^i±©7K^r'g#l 

-'W) -2, 4-^dri^>v^;i->'0. 70g (3. 4mm^ 



{5A> 

O O 

5« o 1 ) ^»Mfe(7)@fl^<b VXmtc. «SLm7 7%. 

[00 8 6] ' H NMR {CdCh ) : enol; d 7, 04 (d, J = 
8.4 Hz, 2 H, aromatic), 6.65 (d, J= 8.4 Hz, 2 H, a 
romatic), 5,55 (br, 1 H, OH), 5.47 (s, 1 H, enol-m 
ethine), 2.86 (t, J = 7. 3 Hz, 2 H, ethylene), 2.55 
20 (t, J = 7. 3 Hz, 2 H, ethylene), 2.04 (s, 3 H, met 
hyl). keto; d 7.04 (d, J = 8, 4 Hz, 2 H, aromati 
c), 6.65 (d, J = 8.4 Hz, 2 H, aromatic), 5.55 (br, 

1 H, OH), 3.55 (s, 2 H, C (=0) CHz C (=0) ) . 2.83 (m, 4 

H, ethylene), 2.19 (s, 3 H, methyl), enol :keto 
= 5:1. E.A. : Calcd for Cu Hm O3 : C, 69.88; H, 
6.84. Found: C,69.67; H, 6.79. 

[0 0 8 7] 

lite 2] 



o o 



H2, Pd/C 
CH2CI2 



(SB) 



[0 0 8 8] (5C) (c^-rJ:5}c. r.(D6- 

(4-b Kn:3E^v^:7a:n>rw) -2, 4 

(2-:7:n::i/H^*'!J V?:/) i/^JJi/r^A (ill) 

([Ir (ppy)2Cl]2) ^Si^^^itT [6- (4 
-fc Kn^v':73i^>'U) -2, 4 -^^i^^^v?;^:^— 
M t^^;^ (2-:7:n:=iyvt^y>:/^/) 4^Ji^^J>^ (i i 

I) (JWTI r (ppy) 2 [1- (OH-Ph-M 40 fc, 
e) -a c a c] irBS-f) i^^Lfc. Wh. [I r 
(ppy)2Cl]2) 71mg (0. 06 6mmol) 
t^^i~hV '^7A47mg (0. 44mmol) (DW:-^ 
^iC^ 6- (4-\l h*u^i/y,^z:.;u) -2, 4-^^ 
i^>'i/;^->'4 Img (0. 20mmol) $:DMF5m 

Lmmmi-^^-^i^/mm^^f^^i^o^i : I mmtt) so 



t:}C^SPl-5r ir{Cj:«9. g«)<t1-5 I r (ppy) 2 
[1- (OH-Ph-Me) -acac] 86mg 
(0. 1 2 mmo 1) i:WM^(Dmi^t LX^tZo 

9 2%o mmncHNytm^m. 'u-uMRxn^ 



[0 0 8 9] ' H NMR (CDCL ) : d 8. 48 (d, J = 6. 2 Hz, 
1 H, ppy), 8.23 (d, J = 5. 9 Hz, IH, ppy), 7.9 7. 
6 (m, 4 H, ppy), 7.53 (t, J = 7. 3 Hz, 2 H, ppy), 
7.11 (t, J = 7.0 Hz, 1 H, ppy), 6.99 (t, J = 7. 0 H 
z, 1 H, ppy), 6.8 6.4 (m, 8H, ppy + C6H4OH), 6.27 
(t, J = 8.1 Hz, 2 H, ppy), 5.18 (s, 1 H, diketona 
te-methine), 5,10 (br, 1 H, OH), 2.54 (t, J = 7. 0 
Hz, 2 H, methylene), 2. 31 (m, 2 H, methylene). 1.75 

(s, 3 H, methyl). E.A. : Calcd for C3* Hzs IrNzOj : 
C, 57.86; H, 4.14; N, 3.97. Found: C, 58.03; H, 
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4.11; N, 3.86. 
[0 0 9 01 




Na2C03 
DMF 



[00 9 1] ^>c^/^T^ :^^-J^ (5D) \z.^iri:bK. 

rcOIr (ppy)2 [1- (OH-Ph-Me) -a 
cac] i:^^^ y>'^^^0 7^ KS:Kit^^-fr5:it{C 
cJ:!9Ir (ppy)2 [1- (MA-Ph-Me) -a 
cac] ^-a^^Lfco Wh. mMWm%TX^ \ r (p p 
y) 2 [1 - (OH-Ph-Me) -a c a c] 16 9 
mg (0. 24mmol) ^^y^ u u / ^ 1/ \ Qm \ \Z 
^^L. by Ji^/VT^ :/0. 3 0ml (2. 2mmo 
1) SriPx/Co KO. 
0 6 0ml (0. 61mmol) ti&'^tAC^ 

Tir h^-(7)^g^^^« (10:10:1 (f^^^Jt) ) ^ffl 

mmf}>h^f^^m1r?>^t\cx^n^tir?>i T (pp 30 
y) 2 [1 - (MA-Ph-Me) -acac] 141 ^ 
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* lite 3] 




(5C) 



JKmg (0. ISmmol) SrJtfeWH^i^i: LT^#fCo HX 
*7 6%o l^^f±CHN7C^:5>^, 'H-NMRTtTo 

[009 2] ' H NMR (CDCl, ) : d 8. 48 (d, J = 5. 1 Hz, 

1 H, ppy), 8.27 (d, J = 5.9 Hz. IH, ppy). 7.9 7. 

20 5 (m, 6 H, ppy), 7.12 (t, J = 7. 0 Hz, 1 H, ppy), 
7.04 (t, J = 7.0 Hz, 1 H, ppy), 6.9 6.6 (m, 8 H, 
aromatic), 6.33 (s, 1 H, olefinic), 6.27 (d, J = 
7.6 Hz, 2 H, ppy), 5.74 (s, 1 H. olefinic), 5.17 
(s, 1 H, diketonate-methine), 2.61 (t, J = 7. 0 Hz, 

2 H, ethylene), 2.34 (m, 2 H, ethylene), 2.07 (s, 

3 H, methacryl-methyl), 1.76 (s, 3 H, diketonate- 
methyl). E.A. : Calcd for Cas Hsj IrNaO, : C, 58.98; 
H, 4.30; N, 3. 62. Found: C, 58.69; H, 4.17; N, 3.8 
1. 



[0 0 9 31 
Ut6 4] 




C5D} 



(2-7i=yH:-y -f yv?^7A (III) (&t.T 
I r (p p y) 2 (1 -MA -a cac) i:B&t") 

y^^-M, (6 A) \Z^-rX^K. ^ft{CtJ&V^-a-^Ufctf 

v'-ryi^lJ'i^ (I I I) ( [I r (ppy) ,C I] 0 

<^^<D:tjm if^mmwE p o 5 1 4 2 1 7) 

{C^^Ltcl - (t e r t--:^^^Ui;/=^/l'i^D^u^^ 
^» -2, 4-^y^i^^y%:S.}t^:^'^X (l-t Ko 
^'>-2. 4-^yi'>i:^:iri—h) if;^ (2-71= 

/Vt'Vi^y) -i^iif^J^ (III) (KiTi r (pp 



y) J (1-OH-acac) tBSi") Sr-g-fifeLfCo BP 
*>> [Ir (p p y) 2 C ! ] 2 4 9 2mg (O. 46m 
40 mol) t^Vti-V^)^J^lZ9mz (1. Slmmo 
1 ) SrDMF 1 Om 1 tf^tC^^U 1 - ( t e r t 
f^>'V'v'>f-/l'V'y>'l';a-=^r-» -2, 4-^yif\/:^> 
(l-TBDMSO-2, 4-^yi''J-ty) 32 1m 
g ( 1 . 3 9 mm o 1 ) ^MtlX 7 OrX'l^ffiAPfiJi 

10 0ml ©IS?Pl£^t;TV^=!?A*j§fK*iJ;055 Om 

n D > ^ V^^ffi^iS i: -r -5 V- y * y/i'Tt? 7 LMfe 
50 <Dmm^''^tz.. rixSr«telfcj!gLy5:^(C#e>ttfc||feO 
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@ft:S:THF 2 Om 1 tfii^^t. y- -n-^'i'fV 
1. OM THF^fKO. 46ml (0. 46inino 

^y/T±h><Dl : 3 : 1 (fljffiifc) (OM-^mm . 

Si^fB-rSrit^il?. S&tJi-rSIr (ppy) 
J (l-OH— acac) 3 8 9mg (0. SSmmo 

I) ^HfeOH^t LT#7to HX'*6 9%. l^^flCH 
N7C^5^4ff, 'H-NMRT'ffo^c„ 

[0095] ' H NMR (CDCl, ) : d 8. 48 (d, J = 5. 7 Hz, * 
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* 1 H, ppy), 8.42 (d, J = 5. 7 Hz, IH, ppy), 7.86 
(m, 2 H, ppy), 7.74 (t, J = 7.6 Hz, 2 H, ppy), 7.5 
4 (t, J= 5.9 Hz, 2 H, ppy). 7.14 (t, J = 5. 9 Hz, 2 
H, ppy), 6.82 (t, J = 7.3 Hz, 2 H, ppy), 6.69 (m, 
2 H, ppy), 6.28 (d, J = 6. 8 Hz, 1 H, ppy), 6.23 
(d, J = 6.5 Hz, 1 H, ppy), 5.17 (s, 1 H, diketonat 
e-methine), 3.88 (dd. J= 8.1, 5.4 Hz. 1 H, -CHH'-O 
-), 3.78 (dd, J = 8. 1, 4.3 Hz, 1 H, -CHH'-O-), 3.1 
0 (t, J = 4.6 Hz. 1 H. OH). 1.82 (s, 3 H, methyl). 
10 E.A. : Calcd for C Hn IrN^O, : C, 52.67; H. 3.77; 
N. 4.55. Found: C, 52.45; H, 3.68; N. 4.79. 
[0 0 9 61 
Ut6 5] 




+ 2TBOM 



1) NagCOa 

2) Bu"4NF 

DMF 



[0 0 9 71 dH^-^X'. 7.^~J^ (6B) K^-moK. ^^W, ' H-NMRT'tTo:it 




(6 A) 



r©Ir (ppy)j (1-OH-acac) b /■ ^ 
y/v^^D7^ K*S^£:^■ti:■5wi:{cJ:^5 I r (pp 30 
y) 2 (1 -MA-a c a c) Sr-a-^LfCo EP*>. Ir 

(ppy)2 (1-OH-acac) 200mg (0. 
3 2 mm o 1 ) ^^!^'y^ o p / 1 5 m 1 KUM 
t. V])^'f'fVr%yO. 25ml (1. Smmol) 
to. 2 0m\<r);<^ir]);v^i^uv-^ VO. 2 0ml 

(2. Ommo 1) iM^X^mVlt^mmWVtio 

fif LT'>y*^/i-;«7 7A±g|5(cj]P^, -^^-^^/i^^o 
u^^^y/Tir hy(D2 : 4 : 1 mm\t) (DM-^^m 40 

xmmLtzo mmcwhti^m^^m^^mLxmrnx 

^^■t^^tKX*). mt-t^ It (ppy) 2 (1 
-MA-acac) 165mg (0. 24mmol) ^ 

n&omwtLxmtco iix*7 4%„ i^^hchn^e^^ 



NEt3 



CH2CI2 



[0 0 9 81 ' H NMR (CDCI3 ) : d 8. 53 (d, J = 5. 7 Hz, 

1 H, ppy), 8.48 (d, J = 5.4 Hz, IH, ppy), 7.84 
(d, J = 7. 8 Hz, 2 H, ppy) , 7. 73 (t, J = 7. 0 Hz, 2 
H, ppy), 7.53 (t, J = 6.8 Hz, 2 H, ppy), 5.14 (m, 
2 H, ppy) , 6. 79 (m, 2 H, ppy) , 6. 69 (m, 2 H, ppy) , 

6.29 (d, J = 7.6 Hz, 1 H, ppy), 6.23 (d, J = 7. 6 
Hz, 1 H, ppy), 6.04 (s, 1 H. olefinic), 5.51 (s, 1 

H, olefinic), 5.31 (s, 1 H, diketonate-methine) , 
4.38 (d, J = 15.4 Hz, 1 H, -CHH-OC (=0) -) , 4.27 (d, 

J = 14.9 Hz, 1 H, -CHH-OC(=0)-), 1.87 (s, 3 H, me 
thacryl-methyl), 1. 82 (s, 3 H, diketonate-methyl) , 

E.A. : Calcd for C31 Hzr IrN2 04 : C, 54.45; H, 3.98; 
N. 4.10. Found: C, 54,18; H. 3.96; N, 4.33. 

[009 91 

[{keel 



(6B) 
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[0 10 0] (mmmi) M^mt-^^: [e- (4- 
^f=/^73:=-'^) -2, 4-^^f->'v?:^-t-— h] t';^ 
[2- (2, 4-v?7;W;i-n73i=yi') e^v^i^] y 
i^C'A (I I I) (J^TI r (2, 4-F-ppy) , 
[1 - (S t -Me) a c a c] t^t) CD-g-^ 

(7 A) \cBti:oK. ^ft^c^^^^2- (2, 
4-v'7>'U;*-n7i=/W) v'^'Sr-e-^Uyho U*). 
T/^=f:/^^gTi-l*5V^-C2-^^^t-y v'i^S. 6 9g 
(5 5. Ommol) SrE^Kx h 7 t Kn 7 7>' 2 0 0 
m UC^»PLT-7 8t:*T'?^*PL, 1. 6M n-^ 
^-'Pyf ^>AO'v:^rf->'^fK3 8. 7ml (6 1. 9m 

mo 1) i:3o^^MfxmTvfc. mrm. ^^Kmit 

W§^7. 5g (5 5. Ommol) SrIttTKx h 7 t Kd 
77:^5 Om 1 lc}§fi|Lfc^?e?Sr3 0:5>/5^{tT®TL 

2, 4 -i^7yU;^-n^v-t'>9. 65 g (5 5. 0mm 
o 1) ty-hy^:^ ( h y 7i=;P/f;;^7^ >-) /<7v=* 
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*[>i^(0) 2. 31g(2. Ommo 1 ) ^^JPx. il 
fiSTI- 6 ^P^mif L/cm> Si^^S^JCiaiP:^^* 2 0 0m 

^?D^7}^;^A/-v^-t^>' (1/1 -.{i^m^) ) x-mmir 

•5ri:{Cj;i9. 2- (2, 4 - v'7>'i':to 7i=>»P) f 
yv^:^6. OOg (3 1. 4mmo 1) ^U^^^O):^ 
4f\-t LXWCo tX* 6 3 %„ l^^fl' H NMR t C 

10 [0 1 0 1 ] 'h NMR(270 MHz. CDCI3), ppm: 8. 71 (d, 1 
H, J 4.6 Hz), 8.00(td, IH, J 8.9, 6.5 Hz), 7.8 - 
7. 7(m, 2H), 7. 3 - 7. 2 (over wrapped with CHCh, 1 
H), 7.1- 6.8(m. 2H). E. A. : Found: C 68.98. H 3. 
80, N 7.31. Calcd: C 69. 11,H 3.69, N 7.33. 
[0 10 2] 
[^Ii6 71 



Br-O 



1) n-BuU 

2) ZnCIa 

THF 



PdCPPha)* 



[0 10 3] iik\'^X\ ^^-A (7 B) {r^-Ti 5{-^ 

:i(D2- (2, 4-v?7/P:to7i::i>'U) H'Vi^l^t^ 
dfi^^oo-r y v^r^i, (I I I) ^i- h y ->/sn*fPi^ 

[2- (2, 4-v^7;U;ra7i->'U) h'Vi^yl i^^ 
Di^'>M> (I I I) (UT [I r (2, 4-F-pp 
y) jC 1] 2 ^B&i-) *-a-fi£Lfc, BP*), 2- (2, 4 30 
-v^^/Vztn^^t^/U) H'Di^yo. 9 6g (5. Om 
mo 1) t'^dr-y-iS'OD^y v5ii7A (I I I) h y 
■^i^nTKfPi^ 1 . 0 0 gS:2-:t h^i/rc^y— ;U : ^Jc 

= 3:1 («:m) ©ji-a-^jS4 Om 1 3 0 



2 NaglrCle nHaO 




(7A) 



ti-^ [Ir (2, 4-F-ppy) 2C1]20. 79 
g (0. 6 5mmol) ^n^nmtLXmz, IR^B 
6%„ l^^d'H NMR t CHNS^^^-^fT-fTofCo 
[0 10 4] 'h NMR(270 MHz, CDCh), ppm: 9. 12(d, 4 
H, J = 5. 7 Hz), 8.31(d. 4H. J = 8. 6 Hz), 7.83(dd, 
4H, J = 7.6, 7.6 Hz), 6.82(dd. 4H. J = 7.3, 7. 3 H 
z). 6.34(ddd, 4H. J =11.6, 10.0, 2.4 Hz), 5.29(d 
d. 4H, J = 9.5, 2.4 Hz). Anal. Found: C 43.39. H 
2.03, N 4.55. Calcd: C 43.46, H 1.99, N 4.61. 
[0 10 5] 
[^k6 8] 




EtO-EIOH 



[0 1 0 6] ikV^T'. y^^-M. (7C) iZ^-rXolC^ 
Z<D [\ T (2, 4-F-p p y) J C 1 ] 2 i 6 - (4 
-t'^/U^iri-^P) -2, 4-^^'i-z;^:t>^Rlt^^-^ 
SClirtrit) I r (2, 4-F-PPy) , [l- (S 
T-Me) a c a c] ^-^^LfCo fiP^. [Ir(2, 
4-F-p p y) 2C I ] 2 2 4 3mg (0. 2 0mm 
o 1) , j^^-^-hy ">A2 12mg (2. OOmmo 
1). 2, 6 -v'- t e r t -:/f';'W-4 




50 



(7B) 



y-^n. 3mg, mmmztrnmic-t^vrze- (4 

- t-::i/l'7i=/U) -2. 4 --^^f- v=;t> 1 3 0 m g 
(0. 6 Ommol) ^TJU:Jy%MTiCDMF 2 Om 

1 izmm u 8 0 "CT- 2 ^F^a# l/c^, RjtmcT^ 

L, *7^i?nv h^^^^-— (v'y ;*-/>'W ; ^ n o;)> 
hWm^iri:it\Ct.<0. I r (2, 4-F-PPy) 
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2 [1- (ST-Me) a c a c] 261mg (0. 3 
3mmo 1) ^n^'^^BtLXm^o 3%^ Wi^ 

[0 1 0 7] 'h NMR(270 MHz. CDCL), ppm: 8.39(d, 1 
H, J = 5.7 Hz), 8.3-8.2(m, 2H),8.04(d, IH, J = 
5.7 Hz), 7.8 - 7.7(m, 2H), 7.19(d, 2H, J = 7. 8 H 
z), 7.15(dd, IH, J = 6. 6, 6.6 Hz), 6.97(dd, IH, J 
= 6.6, 6.6 Hz), 6.89(d, 2H, J= 7.8 Hz), 6.67(dd, 1* 
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*H, J = 17.6, 10,8 Hz), .6.4-6.2(ffi, 2H), 5.7-5, 
6(m, 3H), 5.22(s, IH), 5.21(d, IH, J= 11.1 Hz), 
2.62(t, 2H, J = 7.0 Hz), 2.39 (m, 2H), 1.78(s, 3H). 

Anal. Found: C 54.82, H 3.50, N 3.49. Calcd: C 5 
4. 88, H 3. 45, N 3. 56. 
[0 10 8] 
Ut6 9] 




+ 2 



Na^COa 



DMF 



[0 10 91 (mmms) m^mt^^: {3- [4- 

^yy -2, A -^l^ ^ l^'yir-T— 

7. {2-y :sL:=.)V\£^)i/V) ^Di^^M. (Ill) (U 

TIr (ppy)2[3 - (MO I -Ph-Me) -a 

c a c] trnt) (D^^ 

y^^-M. (8 A) ic^i-^oi^. ^ffifci^VN-g^^L/ci:'' 

v^^y v^^i^ (III) ([Ir(ppy)zCl]2) 

is- (4-t Kn^i/7^:=^/l-^^;V) -2, 4-^ 
>^y'y:ty^Rj^s^^X [3- {4-}iV^^i/y:^ 
=^;V/^^jV) -2, A-^y^:yi/:i'-r-V'\ \fy^ (2 
-:7:nzi;l.t'y ^/>') (III) (JWTI r 

(ppy) 2 [1- (OH-P h-Me) -a c a c] 
tnt-T) ^^^LfCo mh. [ I r (p p y) 2 C 
l]2) 56mg (0, 052mmol) i tJ^^gt^-^ 
hyr>i^44mg (0. 42mmol) SrDMFSml 
(-^^LfCo :i(D^m:i. <ik^(DljW^ (C. Cativiela e 
t al., J. Org. Chem. , 60, 3074 (1995)) [CcJ:«9^^ 
Lfc3- (4-b Kn:^^/^:!!^;!.^^/^) -2, 4- 
^y^y-y:^>30mz (0. ISmmol) <SrDMF 

5 m 1 \mm \^fmm^M7LX s o t:-c i . s m^im 





i7C} 



ti^^t27ts;uj^^M^xx<mtou mmm^'^mL 
mt-r^i^ij^^/i-^yj^KmL. ±^^m<Dy<yv^ 

^:itKX\) I r (ppy) 2 [1- (OH-Ph-M 
30 e)-acac]34mg(0. 0 4 8mTnol) SrS 
n^omWtLXmtZo l|X-*4 6%o l^^ttCHNTC^ 
^>^ff. 'H-NMRT^Tofco 
[ 0 1 1 0 ] ' H NMR (CDCI3 ) : d 8. 58 (d, J = 5. 9 Hz, 
2 H, ppy), 7.84 (d, J = 7. 8 Hz, 2H, ppy), 7.73 
(t, J = 6.5 Hz, 2 H, ppy), 7.55 (d, J = 7. 6 Hz, 2 
H, ppy), 7.1 6.6 (m, 10 H, aromatic), 6.27 (d, J 
= 7.6 Hz, 2 H, ppy), 4.86 (br-s, 1 H, OH), 3.62 
(s, 2 H, benzyl). 1.80 (s, 6 H, methyl). E. A. : Cal 
cdfor C3, H29 IrN^a: C, 57.86; H, 4.14; N, 3.97. F 
40 ound: C, 57.97; H. 4.22;N, 4.15. 
[0 1 1 ll 
[^b7 0] 




1^ N 




6^ 



(23) 



+ 2 
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OH 



O O 



Na^COs 



DMF 



[0 1121 2>CV^T\ (8B) 
r.(7)Ir (ppy)2 [1- (OH-Ph-Me) -a 
cac] t/^^])^-{Jl-:t^i^:r.^JU4yi^T^—h 

(MO I :iSra^. BgftmxS!}) ^^SJS^-fr-SrtfCct 
«9Ir (ppy)2 [1- (MO I - P h -Me) -a 
cac] Sr-a^^LfCo Wh. It (p py) 2 [1 - 

(OH-Ph-Me) -acac] 7 1 m g (0. 10 
mmol) t2, t e r t 

;^:7^ 7—71/3 m g (0. 0 1 4 mm o 1 ) , i/y^y^W 
^ (IV) v^^^^U- N 2 7mg (0. 1 2mmo 1 ) 
RXfMOl 55mg (0. 35mmol) SrTHF 1 




(8A) 



20 



30 



^LXmJ£Xnm-r6^t\CX^S^tt?>l r (pp 
y) 2 [3- (MO I-Ph-Me) -acac] 59 
mg (0. 0 6 9mmol) i:WM^omi^t LX"i% 
fCo IIX^6 8%o mmitCHNTL^^Vf. 'h~NMR 
XnotZo 'h NMR (CDCI3): d 8.58 (d, J = 5. 9 Hz, 2 

H, ppy), 7.88 (d.J = 7.8 Hz, 2 H, ppy), 7.76 (t, 
J = 6.5 Hz, 2 H, ppy), 7.57 (d, J = 7. 6Hz, 2 H, pp 
y), 7.2 6.6 (m, 10 H, aromatic), 6.27 (d, J = 7. 6 

Hz, 2H,ppy), 6.16 (s, 1 H, olefinic), 5.63 (s, 1 

H, olefinic), 5.31 (br-s, 1 H,NH), 4.31 (m, 2 H, 
ethylene), 3.69 (s, 2 H, benzyl), 3. 59 (m, 2 H, et 
hylene), 1.98 (s, 3 H, methacryl-methyl), 1.80 (s, 

6 H, diketonate-methyl) . E. A. * Calcd for C41 Hsb Ir 
N3O6: C, 57.20; H, 4.45; N, 4.88. Found: C, 57.3 
6; H, 4.43; N, 4.91. 

[0 1131 

[^b7 11 




(MOI) 
BHT, DBTL^ 
THF 



[01141 



— « — N 




(8B) 



(SDlnt.Cl.' 

C0 9K 11/06 



6 6 0 
6 8 0 



F I 

C0 9K 11/06 



6 6 0 
6 8 0 



H 0 5 B 33/14 
// C 0 7 F 15/00 



(J 



(24) 



H 0 5 B 33/14 
C 0 7 F 15/00 
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B 

E 



Fi? — 3K007 AB02 AB03 ABll AB18 DB03 
4H006 AAOl AA03 AB46 AB92 
4H050 AAOl AA03 AB46 AB92 WBll 

ffBlS WB14 
4J031 BA19 BB03 BB09 BD21 
4J100 AB07P AQ31P BA38P BB07P 
BC43P BC52P BC58P BC69P 
BD04P BD15P CAOl JA32 



